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The experimental details on the synthesis of vitamin D3 (13).
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was dissolved in dichloromethane (8 mL) and methanol (30 mL), 28% NaOMe in MeOH was added until pH 10 and then stirred for 2 h. After the reaction mixture was concentrated, the main product was separated with silica-gel column chromatography (ethyl acetate/n-hexane 1:4) to obtain compound s3 (0.625 g, 62%). Compound s3 (20 mg, 0.052 mmol) was dissolved in 0.1% 3-tert-butyl-4-hydroxyanisole (BHA) in cyclohexane (2 mL) and transferred to a petri dish. While stirring the mixture in a petri dish covered with a polyvinylidene chloride food wrap, the mixture was irradiated with UV at 280 nm (9.03 mW/cm 2 ) for 1 h. After the reaction mixture was concentrated, the main product was separated using silica-gel column chromatography (ethyl acetate/n-hexane 1:4) to obtain compound s4 (5.02 mg, 25%). Compound s4 (5.02 mg, 0.013 mmol) was dissolved in 0.1% BHA in cyclohexane (2 mL) and the mixture was stirred under reflux conditions (100 °C) for 1 h. After the reaction mixture was concentrated, the main product was separated using silica-gel column chromatography (ethyl acetate/n-hexane 1:4) to obtain the vitamin D3 (13: 2.08 mg, 41%). Vitamin D3 Figure S12 Figure S24 . 13 C NMR spectrum of vitamin D7 (7). Figure S25 . HMBC NMR spectrum of vitamin D7 (7).
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